General Information. All commercially available reagents were used without further purification. Purification of products was carried out by flash column chromatography using silica gel 60. Analytical thin layer chromatography was performed on aluminium sheets precoted with silica gel 60F254. Visualization was accomplished with UV light and anisaldehyde followed by heating.
General Procedure for the Enantioselective Direct Aldol Reaction
Proline (0.025 mmol, 2.9 mg), thiourea 4 (0.025 mmol, 12.5 mg) and 1.8 mL hexane were placed in a screw capped vial, then cyclohexanone (4 mmol, 0.4 mL) was added, in which the resulting mixture was stirred for 15 min at ambient temperature followed by addition of aldehyde (0.25 mmol) wherein stirring was continued until the completion of the reaction (TLC monitoring).
After completion of the reaction, the reaction mixture was treated with saturated aqueous ammonium chloride solution and the whole mixture was extracted with ethyl acetate. The organic layer was washed with brine, dried and concentrated to give a crude residue, which was purified with column chromatography over silica gel using hexane-ethyl acetate as an eluent to afford pure product. Diastereoselectivity and conversion were determined by 1H NMR analysis of the crude aldol product. The enantiomeric excess (ee) of 3 was determined by chiral-phase HPLC analysis. The absolute configuration of aldol products were determined by comparing the values with those previously reported in the literature. 
